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(57) ABSTRACT

A lubricating o1l composition for reifrigerating machines
contains a base o1l and an additive 1n a form of a coumarin
compound. When the present lubricating o1l composition for
refrigerating machines 1s used 1n refrigerating equipment
such as an open-type automobile air-conditioner, an electric

automobile air-conditioner, a gas heat pump, other air-
conditioning equipment, a refrigerating machine, a vending
machine, a showcase, a water-heating system and a refrig-
erating/heating system, 1t 1s possible to detect the leakage of
a relrigerant with a long-lasting stability. Therefore, when an
unsaturated chlorofluorocarbon refrigerant with a poor sta-
bility 1s used in the above-listed equipment, the present
lubricating o1l composition for reifrigerating machines 1is
significantly advantageous.
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LUBRICATING OIL COMPOSITION FOR
REFRIGERATING MACHINES

CROSS-REFERENCE TO RELATED
APPLICATIONS

This applications 1s a National Stage of PCT/JP2013/
058046, which was filed on Mar. 21, 2013. This application
1s a based upon and claims the benefit of priority to Japanese
Application No. 2012-082202, which was filed on Mar. 30,
2012.

TECHNICAL FIELD

The present invention relates to a lubricating o1l compo-
sition for refrigerating machines.

BACKGROUND ART

Air-conditioner systems and cooling systems use a variety
of refrnigerants, which are likely to leak outside during use.
In such a case, a refrigerant-leakage spot needs to be found.
Typically, the leakage of the refrigerant 1s detected simply
depending on the presence or absence of bubbles formed of
soapy water sprayed onto pipes and joints in the system.
These days, a leakage-detecting method using a fluorescent
agent has been developed and a refrigerant-leakage-detect-
ing fluorescent agent 1s sometimes provided in a receiver
dryer 1n a refrigeration cycle in an automobile air-condi-
tioner.

According to Patent Literatures 1 and 2, a fluorescence
dye containing a polycyclic aromatic compound such as
xanthene and pervlene 1s used 1n a cooling system to detect
the leakage of a refrigerant.

CITATION LIST
Patent Literature(s)

Patent Literature 1: JP-A-61-211391
Patent Literature 2: JP-A-2006-52938

SUMMARY OF THE INVENTION

Problems to be Solved by the Invention

It should be noted that a refrigerant usable 1mn an air-
conditioner system or a cooling system 1s a compound
having an eflect on global warming and thus a new refrig-
crant with a low global warming potential (GWP) has been
sought. Examples of increasingly used refrigerants are: a
refrigerant (unsaturated chlorofluorocarbon refrigerant) that
has an unsaturated carbon-carbon bond 1n a molecule (e.g.,
R1234y1); and a refrigerant with a low global warming
potential that contributes to reduction in system capacity
(e.g., R32).

However, 1t has been found that typical fluorescent agents
as disclosed 1n Patent Literatures 1 and 2 lower the thermal
stability and chemical stability of a refrigerant o1l when used
in a system using a refrigerant with a low global warming
potential.

An object of the mvention 1s to provide a lubricating o1l
composition for refrigerating machines that exhibits thermal
stability and chemical stability equal to or more than those
of a typical refrigerant o1l 1rrespective of the use of a
reirigerant-leakage-detecting tluorescent agent.
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2

Means for Solving the Problems

In order to solve the above problems, according to an
aspect of the invention, the following lubricating o1l com-
position for refrigerating machines 1s provided.

[1] A lubnicating o1l composition for refrigerating
machines contains: a base oi1l; and an additive 1n a form of
a coumarin compound.

[2] In the above aspect, the lubricating o1l composition for
refrigerating machines 1s used in a refrigerating machine that
uses a relrigerant containing at least one of a saturated
hydrotluorocarbon compound (saturated HFC), carbon diox-
ide (CO,), hydrocarbon (HC) having 5 or less carbon atoms,
ammonia, and a fluorine-containing organic compound rep-
resented by the following molecular formula (A).

C,O.F R

PPgt s (A)

In the formula: R represents Cl, Br, I or hydrogen; p 1s an
integer of 1 to 6; g 1s an mteger of 0 to 2; r 1s an integer of
1 to 14; and s 1s an mteger of O to 13 with the proviso that
when g 1s O, p 1s an mteger of 2 to 6 and one or more
unsaturated carbon-carbon bonds are contained in a mol-
ecule.

[3] In the above aspect, the refrigerant 1s saturated HFC
having 1 to 3 carbon atoms or unsaturated HFC having 3
carbon atoms and having a carbon-carbon double bond.

[4] In the above aspect, the base o1l contains at least one
compound selected from among alkylbenzene, alkylnaph-
thalene, poly-alpha-olefin, polyvinylether, polyalkylene gly-
col, polycarbonate, polyol ester and an ether compound
represented by the following formula (1).

Ra—[(ORb)#-(B)—(ORe)k]x-Rd (1)

In the formula: Ra and Rd each represent a hydrogen
atom, an alkyl group having 1 to 10 carbon atoms, an acyl
group having 2 to 10 carbon atoms, or a hydrocarbon group
having 2 to 6 bonds and having 1 to 10 carbon atoms; Rb and
Rc each represent an alkylene group having 2 to 4 carbon
atoms; n and k each are an iteger of O to 20; X 15 an 1integer
of 1 to 6; and (B) represents a polymer portion having 3 or
more monomer units represented by the following formula

2).

Formula 1

g8 (2)
i

R> O Rr70),RS

In the formula: R*, R> and R® each represent a hydrogen
atom or a hydrocarbon group having 1 to 8 carbon atoms and
are mutually the same or different; R’ represents a divalent
hydrocarbon group having 1 to 10 carbon atoms or a divalent
cther-bonded oxygen-containing hydrocarbon group having
2 to 20 carbon atoms; R® represents a hydrogen atom or a
hydrocarbon group having 1 to 20 carbon atoms; m 1s a
number with an average of O to 10 and plural m are mutually
the same or different in each unit; R* to R® are mutually the
same or different in each unit; plural R’O are mutually the
same or different; and m in the formula (2) 1s an integer of
1 or more when k and n 1n the formula (1) are both 0.

[ 5] In the above aspect, the lubricating o1l composition for
refrigerating machines has a kinematic viscosity at 100
degrees C. in a range from 1 mm?/s to 50 mm?/s.




US 9,644,168 B2

3

[6] In the above aspect, the base o1l contains at least
another additive selected from among an extreme pressure
agent, an oiliness agent, an antioxidant, an acid scavenger,
a metal deactivator and an antifoaming agent.

['7] In the above aspect, the lubricating o1l composition for
reirigerating machines 1s used 1n refrigerating equipment
such as an open-type automobile air-conditioner, an electric
automobile air-conditioner, a gas heat pump, other air-
conditioning equipment, a refrigerating machine, a vending
machine, a showcase, a water-heating system and a refrig-
crating/heating system.

The lubricating o1l composition {for refrigerating
machines according to the above aspect can be thermally
and chemically stable under an atmosphere of various refrig-
crants and thus a leakage-detecting performance can be
exhibited for a long time. Therefore, the lubricating oil
composition according to the above aspect 1s favorably
usable 1n a refnigerating machine that uses an unstable
refrigerant having an unsaturated bond.

DESCRIPTION OF EMBODIMENT(S)

A lubricating o1l composition for refrigerating machines
according to an exemplary embodiment of the present
invention (hereinafter, also simply referred to as “the present
composition”) 1s a lubricating o1l composition for refriger-
ating machines provided by blending a base o1l with an
additive 1n a form of a coumarin compound. The exemplary
embodiment will be described below 1n detail.

The base o1l may be a mineral o1l or a synthetic base oil.
The synthetic base o1l 1s preferably at least one selected from
among, for instance, alkylbenzene (AB), alkylnaphthalene
(AN), poly-alpha-olefin (PAQO), polyvinylether (PVE), poly-
alkylene glycol (PAG), polycarbonate (PC), polyol ester
(POE) and an ether compound (ECP) represented by the
above formula (1).

The above base oils will be first described below.

(1) Mineral Oil

The mineral o1l 1s preferably a so-called highly purified
mineral o1l, examples of which are: a purified o1l obtained by
atmospheric distillation of a parailin-base crude oil, an
intermediate-base crude o1l or a naphthene-base crude o1l or
by ordinarily purifying a distillate o1l obtained by vacuum
distillation of a residual o1l ledt after atmospheric distillation;
a deeply dewaxed o1l obtained by performing deep dewax-
ing after purification; and a hydrotreated oil obtained by
hydrotreatment. The purification method 1s not particularly
limited and thus a variety of methods are usable.

(2) Alkylbenzene (AB)

Any alkylbenzene for a refrigerant o1l may be usable, but,
in terms of thermal stability, alkylbenzene (including mono-
alkylbenzene, dialkylbenzene and trialkylbenzene) having
20 or more carbon atoms in an alkyl group in total (when
plural alkyl groups exist, the sum of carbon atoms in the
alkyl groups) 1s preferable and alkylbenzene having 20 or
more carbon atoms in total and having two or more alkyl
groups (e.g., dialkylbenzene) 1s more preferable.

(3) Alkylnaphthalene (AN)

As the alkylnaphthalene according to the exemplary
embodiment, alkylnaphthalene having a naphthalene ring
bonded with two or three alkyl groups 1s favorably usable.
In particular, the alkylnaphthalene further preferably has 20
or more carbon atoms 1n total 1n terms of thermal stability.
According to the exemplary embodiment, one of such alky-
Inaphthalenes may be singularly used or, alternatively, a
mixture of two or more thereof may be used.
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4
(4) Poly-Alpha-Olefin (PAO)

As the poly-alpha-olefin according to the exemplary
embodiment, a variety of poly-alpha-olefins are usable but
an alpha-olefin polymer having 8 to 18 carbon atoms 1is
typically used. Preferable examples of such a polymer are a
1-dodecene polymer, a 1-decene polymer and a 1-octene
polymer 1n terms of viscosity mdex, low-temperature fluid-
ity and evaporation loss. Among the above, a 1-decene
polymer 1s preferable. Incidentally, according to the exem-
plary embodiment, the poly-alpha-olefin 1s preferably
hydrotreated in terms of thermal stability. One of such
poly-alpha-olefins may be singularly used or, alternatively, a
mixture of two or more thereof may be used.

(5) Polyvinylether (PVE)

The polyvinylether usable as the base o1l includes: poly-
vinylether obtained by polymerizing vinylether monomers
(heremafiter referred to as polyvinylether 1) and polyvinyle-
ther obtained by co-polymerizing vinylether monomers and
hydrocarbon monomers having an olefin double-bond (here-
iafter referred to as polyvinylether copolymer II).

Examples of the vinylether monomer usable as a material
of the polyvinylether I are vinylmethylether, vinylethylether,
vinyl-n-propylether and vinyl-1sopropylether. These vinyle-
ther monomers can be prepared by a known method.

Examples of the vinylether monomer usable as a material
of the polyvinylether copolymer II are the same as those of
the vinylether monomer for the polyvinylether I, and one of
the examples may be singularly used or, alternatively, two or
more thereof may be used in combination. Examples of the
hydrocarbon monomer having an olefin double-bond (1.¢.,
the other material of the polyvinylether copolymer II) are
cthylene, propylene, butenes, pentenes, hexenes, heptenes,
octenes, diosobutylene, triisobutylene, styrene, alpha-
methyl styrene and alkyl-substituted styrenes. In particular,
polyethylvinylether, polyisobutylvinylether and a copoly-
mer of polyethylvinylether and polyisobutylvinylether are
preferable.

(6) Polyalkylene Glycol (PAG)

According to the exemplary embodiment, the polyalky-
lene glycol usable as the base o1l 1s, for mstance, a com-
pound represented by the following formula (3).

R%—[(OR'),,,—ORM],, (3)

In the formula: R’ represents a hydrogen atom, an alkyl
group having 1 to 10 carbon atoms, an acyl group having 2
to 10 carbon atoms or an aliphatic hydrocarbon group
having 2 to 6 bonds and having 1 to 10 carbon atoms; R'°
represents an alkylene group having 2 to 4 carbon atoms;
R represents a hydrogen atom, an alkyl group having 1 to
10 carbon atoms or an acyl group having 2 to 10 carbon
atoms; nl 1s an integer of 1 to 6; and m1 1s a number with
an average of mlxnl being within a range from 6 to 80.

Such polyalkylene glycols are favorably, for instance,
polyoxypropylene glycol dimethyl ether, polyoxypropylene
glycol monomethyl ether, poly(oxyethylene)(oxypropylene)
glycol dimethyl ether, poly(oxyethylene)(oxypropylene)gly-
col monomethyl ether, polyoxypropylene glycol monobutyl
cther and polyoxypropylene glycol diacetate in terms of
economic etliciency and eflects.

(7) Polycarbonate (PC)

For the present composition, the polycarbonate compound
usable as the base o1l may be polycarbonate having two or
more carbonate bonds in one molecule. Specifically, the
polycarbonate compound may preferably be at least one
selected from among (1) a compound represented by the
following formula (4) and (11) a compound represented by
the following formula (5).
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Formula 2

(4)
O O

7—{0—C—0O0—1[R!%0),—C—0],—R),

In the formula: Z represents a residue obtained by remov-
ing a hydroxyl group from a c-valent alcohol having 1 to 12
carbon atoms; R'~ represents a linear or branched alkylene
group having 2 to 10 carbon atoms; R'® represents a mon-
ovalent hydrocarbon group having 1 to 12 carbon atoms or
a group having an ether bond represented by R*>(O—R'*#)
d-, in which R"” represents a hydrogen atom or a monovalent
hydrocarbon group having 1 to 12 carbon atoms, R'* rep-
resents a linear or branched alkylene group having 2 to 10
carbon atoms, and d 1s an integer of 1 to 20; a 1s an 1nteger
of 1 of 30; b 1s an mteger of 1 to 50; and ¢ 1s an integer of

1 to 6.

Formula 3

(5)
I I

Z—{O[R'%0),—C—0—[(R"?0),—C—0],—R"}.

In the formula, R'® represents a liner or branched alkylene
group having 2 to 10 carbon atoms, ¢ 1s an integer of 1 to 20,
and 7, R'*, R, a, b and ¢ are defined to be the same as
above.

In the formulae (4) and (5), Z 1s a residue obtained by
removing a hydroxyl group from any one of mono- to
hexa-valent alcohols having 1 to 12 carbon atoms, and 1s
particularly preferably a residue obtained by removing a
hydroxyl group from a monovalent alcohol having 1 to 12
carbon atoms.

(8) Polyol Ester (POE)

For the present composition, the polyol ester compound
usable as the base o1l 1s preferably an ester of a diol or a
polyol having approximately 3 to 20 hydroxyl groups and a
fatty acid having approximately 1 to 24 carbon atoms. In
terms of hydrolytic stability, a polyol 1s particularly prefer-
able, an ester of neopentyl glycol, trimethylolethane, trim-
cthylolpropane, trimethylolbutane or pentaerythritol 1s more
preferable, and an ester of pentaerythritol 1s the most pret-
erable due to 1ts particularly excellent compatibility with the
refrigerant and hydrolytic stability.

In terms of lubricity, the fatty acid preferably has 3 or
more carbon atoms, more preferably has 4 or more carbon
atoms, Turther more preferably 5 or more carbon atoms, and
most preferably has 10 or more carbon atoms. Further, in
terms ol compatibility with the refrigerant, the fatty acid
preferably has 18 or less carbon atoms, more preferably has
12 or less carbon atoms, and most preferably has 9 or less
carbon atoms. The fatty acid may be a linear or branched.
While being preferably linear 1n terms of lubricity, the fatty
acid 1s preferably branched in terms of hydrolytic stability.
The fatty acid may be saturated or unsaturated. In particular,
pentaerythritol octanoic acid nonanoic acid ester 1s prefer-
able.

(9) Ether Compound

For the present composition, for instance, an ether com-
pound having a structure represented by the following
tformula (1) 1s preferable as the base oil.

Ra—[(ORb)#-(B)—(ORe)k]x-Rd (1)
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6

In the formula: Ra and Rd each represent a hydrogen
atom, an alkyl group having 1 to 10 carbon atoms, an acyl
group having 2 to 10 carbon atoms, or a hydrocarbon group
having 2 to 6 bonds and having 1 to 10 carbon atoms; Rb and
Rc each represent an alkylene group having 2 to 4 carbon
atoms; n and k each are an iteger of O to 20; X 1s an 1nteger
of 1 to 6; and (B) represents a polymer portion having 3 or
more monomer units represented by the following formula

(2).

Formula 4

s (2)
i

R> O (R70),RS

In the formula (2), R*, R> and R°® each represent a
hydrogen atom or a hydrocarbon group having 1 to 8 carbon
atoms and may be mutually the same or different. R’
represents a divalent hydrocarbon group having 1 to 10
carbon atoms or a divalent ether-bonded oxygen-containing
hydrocarbon group having 2 to 20 carbon atoms. R® repre-

sents a hydrogen atom or a hydrocarbon group having 1 to
20 carbon atoms. m 1s a number with an average of O to 10
and plural m are mutually the same or diflerent in each unait.
R* to R® are mutually the same or different in each unit.
Plural R’® are mutually the same or different. m in the
formula (2) 1s an mteger of 1 or more when k and n 1n the
formula (1) are both 0.

The above ether compound may be prepared by polym-
erizing vinyl ether monomers using one of alkylene glycol,
polyalkylene glycol and a monoether of alkylene glycol or
polyalkylene glycol as an 1nitiator.

The ether compound pretferably has a terminal structure as
follows. Specifically, 1n terms of stability of synthesis reac-
tion, the ether compound preferably has a structure of the
formula (1), 1n which Ra 1s a hydrogen atom, n 1s O, Rd (the
other end) 1s hydrogen atom, and k 1s O. In particular, a
copolymer of polypropylene glycol and polyethylvinylether
and a copolymer of polyethylene glycol and polyethylviny-
lether are preferable.

Regarding the above synthetic base oils (compounds), the
molecular weight 1s preferably 1n a range from 150 to 5,000
and more preferably in a range from 300 to 3000 1n terms of
suppression of evaporation, flash point, properties required
of a refrigerant o1l, and the like. The wviscosity index 1is
preferably 60 or more.

According to the exemplary embodiment, one of the
above base oi1ls (mineral o1ls and synthetic base oi1ls) may be
singularly used or a mixture thereof may be used. In either
case, a preferable kinematic viscosity at 100 degrees C. 1s 1n
a range from 1 mm?®/s to 50 mm?®/s, more preferably in a
range from 3 mm~/s to 50 mm~/s, further more preferably in
a range from 5 mm?/s to 30 mm~/s, and particularly pref-
erably in a range from 5 mm?®/s to 20 mm?~/s.

The viscosity mdex of the base o1l of the present com-
position 1s preferably 60 or more, more preferably 80 or
more, and further more preferably 100 or more.

In the present composition, a coumarin compound 1s
blended as an additive 1n the base oil. The additive 1s
hereinafter also referred to as the present additive.

The present additive functions as a leakage detector to
detect the leakage of the refrigerant and the present com-
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position from a refrigerating machine (refrigerating system).
Specifically, a compound having a conjugated system 1n a
form of a coumarin compound emits fluorescent light 1n
response to ultraviolet ray applied thereto, so that a leakage
spot can be easily found. Further, a system including a
lubricating o1l composition provided by blending the present
additive and a refrigerant 1s thermally and chemically stable.

The coumarin compound 1s a derivative having coumarin
(coumarin formula: C;HO,) as a basic skeleton. Examples
of the coumarin compound are 10-0x0-2,3,5,6-tetrahydro-
4H,10H-11-oxa-3a-aza-1H-benzo|de]anthracene-9-carbox-
ylic acid ethyl, 7-(ethylamino)-4,6-dimethyl-2H-1-benzopy-
ran-2-one, 7-diethylamino-4-methylcoumarin and

compounds represented by the following formulae (6) to
(10).

Formula 5

~ O O
U
N

CH3/

(C>H5)»N /O O
\C: ) P _,.,.--—N

(CoHs5)N

(6)
(CoHs)pN

(7)

(8)

O

()

@
@

/
\O

(10)

A
JOL
o

Among the above, 10-0x0-2,3,5,6-tetrahydro-4H,10H-11-
oxa-3a-aza-1H-benzo[de]anthracene-9-carboxylic acid
cthyl, 7-(ethylamino)-4,6-dimethyl-2H-1-benzopyran-2-
one, 7-diethylamino-4-methylcoumarin are preferable and
10-0x0-2,3,5,6-tetrahydro-4H,10H-1"-0xa-3a-aza-1H-benzo
|de]anthracene-9-carboxylic acid ethyl 1s particularly pret-
crable.
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The blending amount (added amount) of the coumarin
compound relative to the lubricating o1l composition 1is
preferably 1n a range from 0.001 mass % to 10 mass %, more
preferably 1 a range from 0.001 mass % to 1 mass %,
turther more preferably 1n a range from 0.001 mass % to 0.5
mass %, and the most preferably in a range from 0.001 mass
% to 0.1 mass %. When the blending amount falls below the
above lower limit, a leakage spot 1s unlikely to be found due
to a small amount of fluorescent light emitted 1n response to
the leakage of the present composition from a refrigerating,
machine. On the other hand, when the coumarin compound
1s blended 1n an amount more than the above upper limait, the
performance of the coumarin compound as a leakage detec-
tor cannot be especially improved while the stability of the
present composition may be impaired.

The refrigerant usable with the present composition may
also be a saturated hydrofluorocarbon compound (saturated
HFC), carbon dioxide (CO,), hydrocarbon (HC) having 5 or
less carbon atoms, ammonia or the like. Considering a low
global warming potential, the refrigerant preferably contains
at least one fluorine-containing organic compound selected
from among compounds represented by the following
molecular formula (A) or a combination of the fluorine-
containing organic compound and a saturated hydrofluoro-
carbon compound.

C,O.F R

P g ryrTs

(A)

In the formula, R represents Cl, Br, I or hydrogen, p 1s an
integer of 1 to 6, q 1s an mteger of 0 to 2, r 1s an 1nteger of
1 to 14, and s 1s an integer of 0 to 13. When q 15 O, p 1s an
integer of 2 to 6 and one or more unsaturated carbon-carbon
bonds are contained in a molecule.

The saturated hydrofluorocarbon compound (saturated
HFC) may be singularly used as a refrigerant or may be
mixed with at least one fluorine-containing organic com-
pound selected from among compounds represented by the
formula (A) as needed to be used as a refrigerant.

The saturated HFC 1s pretferably an alkane fluoride having
1 to 4 carbon atoms. In particular, methane or ethane
fluorides having 1 or 2 carbon atoms such as trifluorometh-
ane, difluoromethane, 1,1-difluoroethane, 1.1,1-trifluoroeth-
ane, 1,1,2-trifluoroethane, 1,1,1,2-tetrafluoroethane, 1,1,2,2-
tetrafluoroethane and 1,1,1,2,2-pentafluoropropane are
favorable.

Next, the relfrigerant represented by the molecular for-
mula (A) will be described 1n detail.

The molecular formula (A), which shows the types and
numbers of elements 1n the molecule, represents a fluorine-
containing organic compound in which the number p of
carbon atoms C 1s 1 to 6. Any fluorine-containing organic
compound having 1 to 6 carbon atoms possesses physical
and chemical properties such as a boiling point, a freezing
point and an evaporative latent heat required of a refrigerant.

In the molecular formula (A), the bonding configurations
of p carbon atoms represented by C, include carbon-carbon
single bond, unsaturated bond such as carbon-carbon double
bond and carbon-oxygen double bond. Unsaturated carbon-
carbon bond 1s preferably carbon-carbon double bond 1n
terms of stability. While the number of unsaturated carbon-
carbon bond 1s 1 or more, the number 1s preferably 1.

In the molecular formula (A), the bonding configurations
of q oxygen atoms represented by O, are preferably oxygen
derived from an ether group, a hydroxyl group or a carbonyl
group. The number q of oxygen atoms may be 2, which 1s
also true of when two ether groups, hydroxyl groups or the
like are contained. On the other hand, when q 1s O (1.e., no
oxygen atom 1s contained in the molecule), p 1s 1n a range
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from 2 to 6 and one or more unsaturated bonds such as
carbon-carbon double bond are contained 1n the molecule. In
other words, at least one of the bonding configurations of p
carbon atoms represented by C, 1s required to be unsaturated
carbon-carbon bond.

In the molecular formula (A), R represents Cl, Br, 1 or
hydrogen. R may be any one of Cl, Br, I and hydrogen but
1s preferably hydrogen, which 1s less likely to lead to ozone
depletion.

As described above, preferable examples of the fluorine-
containing organic compound represented by the molecular
formula (A) are an unsaturated hydrofluorocarbon com-
pound, a fluoroether compound, a fluoroalcohol compound
and a fluoroketone compound.

The unsaturated hydrofluorocarbon compound 1n the
above-listed compounds will be described below 1n detail.

According to the exemplary embodiment, an example of
the unsaturated hydrofluorocarbon compound usable as a
refrigerant for a reifrigerating machine 1s an unsaturated
hydrotluorocarbon compound represented by the molecular
formula (A), in which R 1s hydrogen, p 1s an integer of 2 to
6,q1s 0, r 1s an integer of 1 to 12, and s 1s an integer of O
to 11.

Preferable examples of the unsaturated hydrofluorocarbon
compound are a fluoride of a linear or branched chained
olefin having 2 to 6 carbon atoms and a fluoride of a cyclic
olefin having 4 to 6 carbon atoms.

Specific examples of the unsaturated hydrofluorocarbon
compound are ethylene substituted with 1 to 3 fluorine
atoms, propene substituted with 1 to 5 fluorine atoms,
butenes substituted with 1 to 7 fluorine atoms, pentenes
substituted with 1 to 9 fluorine atoms, hexenes substituted
with 1 to 11 fluorine atoms, cyclobutene substituted with 1
to 5 fluorine atoms, cyclopentene substituted with 1 to 7
fluorine atoms, and cyclohexene substituted with 1 to 9
fluorine atoms.

Among the above unsaturated hydrofluorocarbon com-
pounds, an unsaturated hydrofluorocarbon compound hav-
ing 2 or 3 carbon atoms 1s preferable and, in particular, a
propene fluonide 1s more preferable. Specifically, among
compounds represented by the molecular formula (A), a
compound represented by C.,HF,, C.H,F, or C,H,F; 1s
preferable due to a low global warming potential. Examples
of the propene fluoride are a variety of 1somers of penta-
fluoropropene, 3,3,3-trifluoropropene, 1,3,3,3-tetratluoro-
propene and 2,3,3,3-tetrafluoropropene, among which 1,3,
3, 3-tetrafluoropropene (HFO1234ze) and  2,3,3,3-
tetrafluoropropene (HFO1234y1) are particularly preferable
due to a low global warming potential.

A combination of a saturated hydrofluorocarbon refriger-
ant having 1 or 2 carbon atoms and an unsaturated hydro-
fluorocarbon refrigerant having 3 carbon atoms 1s also

tavorably usable. Examples of such a combination are a
combination of HFO1234yt (mentioned above) and CH,F,

(HFC32), a combination of HFO1234ze and HFC32, a
combination of HFO1234yt and CHF,CH, (HFC152a), and
a combination of HFO1234ze and HFC132a.

The present composition may further contain at least one
additive selected from among an extreme pressure agent, an
oiliness agent, an antioxidant, an acid scavenger, a metal
deactivator and an antifoaming agent as long as an object of
the 1invention 1s achieved.

Examples of the extreme pressure agent are: phosphorus
extreme pressure agents such as phosphate, acid phosphate,
phosphite, acid phosphite and amine salts thereof; metal
carboxylate; and sulfur extreme pressure agents such as
sulfurized fat and oil, sulfurized fatty acid, ester sulfide,
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olefin sulfide, dihydrocarbyl polysulfide, thiocarbamates,
thioterpenes and dialkyl thiodipropionates.

The blending amount of the extreme pressure agent 1s
preferably 1n a range from 0.001 mass % to 10 mass % of
the total amount of the composition in terms of lubricity and
stability.

Examples of the oiliness agent are: aliphatic saturated or
unsaturated monocarboxylic acids such as stearic acid and
oleic acid; polymernized fatty acids such as dimer acid and
hydrogenated dimer acid; hydroxyl fatty acid such as rici-
noleic acid and 12-hydroxystearic acid; aliphatic saturated
or unsaturated monoalcohols such as lauryl alcohol and
oleyl alcohol; aliphatic saturated or unsaturated monoam-
ines such as stearylamine and oleylamine; aliphatic saturated
or unsaturated monocarboxylic acid amides such as lauric
acid amide and oleic acid amide; and partial esters of
polyhydric alcohols such as glycerin and sorbitol and ali-
phatic saturated or unsaturated monocarboxylic acids.

The blending amount of the oiliness agent 1s preferably 1n
a range from 0.01 mass % to 10 mass % of the total amount
of the composition.

Preferable examples of the antioxidant are phenol anti-
oxidants such as 2,6-di-tert-butyl-4-methylphenol, 2,6-di-
tert-butyl-4-ethylphenol and 2,2'-methylenebis(4-methyl-6-
tert-butylphenol) and amine antioxidants such as phenyl-
alpha-naphthylamine and N,N'-diphenyl-p-
phenylenediamine. The blending amount of the antioxidant
1s preferably 1n a range from 0.01 mass % to 5 mass % of
the total amount of the composition 1n terms of eflects,
economic efhiciency and the like.

Examples of the acid scavenger are phenyl glycidyl ether,
alkyl glycidyl ether, alkylene glycol glycidyl ether (e.g.,
polypropylene glycol diglycidyl ether), phenyl glycidyl
ester, alkyl glycidyl ester, cyclohexene oxide, alpha-olefin
oxide, epoxy compounds such as epoxidized soybean oil.
Among the above, phenyl glycidyl ether, alkyl glycidyl
cther, alkylene glycol glycidyl ether, cyclohexene oxide and
alpha-olefin oxide are preferable 1n terms of compatibility.
The blending amount of the acid scavenger 1s preferably
in a range from 0.005 mass % to 5 mass % of the total
amount of the composition 1n terms of effects and suppres-
sion of generation of sludge.

According to the exemplary embodiment, the stability of
the present composition can be improved by blending the
acid scavenger. Further, when the above extreme pressure
agent and antioxidant are additionally used, the stability of
the composition can be further improved.

An example of the metal deactivator 1s N—|N',N'-dialkyl
(an alkyl group having 3 to 12 carbon atoms) aminomethyl]
tolutriazole. Examples of the antifoaming agent are silicone
o1l and fluorinated silicone oil.

The kinematic viscosity at 40 degrees C. of the present
composition is preferably in a range from 1 mm?/s to 400
mm?>/s, more preferably in a range from 3 mm?®/s to 300
mm~/s, and further more preferably in a range from 5 mm~/s
to 200 mm~/s.

When a refrigerating machine uses the present composi-
tion, the above-listed refrigerants and the present composi-
tion are used preferably 1 a mass ratio of 99/1 to 10/90
(refrigerant/the present composition) and more preferably 1n
a mass ratio of 95/5 to 30/70. When the amount of the
reirigerant falls below the above range, the refrigerating
performance 1s unfavorably lowered. When the amount of
the refrigerant exceeds the above range, the lubricity 1s
unfavorably lowered.
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Examples of a refrigerating machine (refrigerating sys-
tem) 1n which the present composition i1s favorably usable
are a compressor, a condenser, an expansion mechanism
(e.g., capillary tube and expansion valve), a refrigerating

12

1s possible to detect the leakage of a refrigerant with a
long-term stability. When an unsaturated chlorofluorocarbon
refrigerant with a low stability 1s used 1n the above-listed
equipment, the present composition 1s significantly advan-

system necessarily provided with an evaporator, a refriger- > tageous.
at%ng system prov@ed Wlth an ejector cycle_,‘ and a refriger- EXAMPLE(S)
ating system provided with a dryer (desiccant: natural/
synthet}c zeolite). The compressor may be open, semi- Next, the exemplary embodiment of the invention will be
hermet%c or hermetically sealed and a motor of the 1o described in further detail with reference to Examples,
hermetically sealed COmpressor may be an AC motor or a which are by no means intended to limit the scope of the
DC motor. A compression method may be rotary compres- invention.
s10n, scroll compression, swing compression or piston com-
pression. The compressor may be a small-sized compressor Examples 1 to 10 and Comparatives 1 to 5
(approximately 0.2 kW) or a large-sized compressor (ap- 15
proximately 30 kW). Lubricating o1l compositions were prepared according to
The amount of water contained in such a refrigerating formulations as shown i Tables 1 and 2 and the thermal/
system 1s preferably 500 mass ppm or less and more chemical stability of each composition was evaluated by the
preferably 300 mass ppm or less. The partial pressure of following thermal-stability test.
residual air 1s preferably 13 kPa or less, more preferably 10 - Thermal-Stability Test
kPa or less, and further more preferably 5 kPa or less. An autoclave (an mner value: 200 mL) filled with the
Since the base o1l of the present composition 1s blended composition/relrigerant (ratio: 30 g/30 g, water content 1n
with an additive in a form of a coumarin compound, the the composition: 500 mass ppm) and a metal catalyst made
thermal stability and chemical stability of the lubricating o1l of 1ron, copper and aluminum was closed (air: 25 mL) and
composition are not impaired. Therefore, when the present 55 left under the conditions of a temperature of 175 degrees C.
lubricating o1l composition for relfrigerating machines 1is for 168 hours. An acid value was then measured. Inciden-
used 1n, for instance, an automobile air-conditioner, an tally, the acid value was measured by an electrical potential
clectric automobile air-conditioner, a gas heat pump, other technique 1n accordance with “Determination of Lubricant
air-conditioning equipment, a refrigerating machine, a vend- Neutralization Number” defined by JIS K2501.
ing machine, a showcase, a water-heating system and a HFO1234y1 (2,3,3,3-tetrafluoropropene) was used as the
refrigerating machine with a refrigerating/heating system, it refrigerant.
TABLE 1
Ex. 1 Ex. 2 Ex. 3 Ex. 4 Ex. 5 Ex. 6 Ex. 7 Ex. 8 Ex. 9  Ex. 10
Formulation Base O1l PAG 94.2 93.%8 94.2 94.2 — — — — — —
(mass %) PVE — — — — 94.2 93.8 — — — —
ECP - - - - - - 94.2 93.8 - -
POLE - - - - - - - - 94.2 93.%8
Leakage Detector 1 0.1 0.5 - - 0.1 0.5 0.1 0.5 0.1 0.5
Leakage Detector 2 - - 0.1 - - - - - - -
Leakage Detector 3 — — — 0.1 — — — — — —
Other Additives 5.7 5.7 5.7 5.7 5.7 5.7 5.7 5.7 5.7 5.7
(Total) 100.0 100.0 100.0 100.0 100.0 100.0 100.0 100.0 100.0 100.0
Thermal-stability  Acid Value mgKOH/g 0.01 0.02 0.06 0.02 0.01 0.03 0.02 0.05 0.02 0.05
Test
TABLE 2
Comp.1 Comp.2 Comp.3 Comp.4 Comp. >
Formulation Base O1l PAG 94.2 93.%8 — — —
(mass %) PVE - - 94.2 - -
ECP - - - 94.2 -
POLE - - - - 94.2
Leakage Detector 4 0.1 0.5 0.1 0.1 0.1
Other Additives 5.7 5.7 5.7 5.7 5.7
(Total) 100.0 100.0 100.0 100.0 100.0
Thermal-stability  Acid Value mgKOH/g 0.31 0.65 0.39 0.36 0.37

Test
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The following base oils were used.

PAG: polyoxypropylene glycol dimethyl ether, kinematic
viscosity at 100 degrees C.: 9.25 mm~/s

PVE: polyvinyl ether, kinematic viscosity at 100 degrees
C.: 15.97 mm®/s

ECP:  polyvinylether-polyalkyleneglycol  copolymer
(mole ratio: 1:1), kinematic viscosity at 100 degrees C.: 9.56
mm-~/s

POE: polyol ester, kinematic viscosity at 100 degrees C.:
68.5 mm~/s

The leakage detectors and other additives shown 1n Tables
are as follows.

Leakage detector 1: 10-0x0-2,3,5,6-tetrahydro-4H,10H-
11-oxa-3a-aza-1H-benzo|de]anthracene-9-carboxylic  acid
cthyl

Leakage detector 2: 7-(ethylamino)-4,6-dimethyl-2H-1-
benzopyran-2-one

Leakage detector 3: 7-diethylamino-4-methylcoumarin

Leakage detector 4: 2-(4-tert-butylphenyl)-3-(4-bipheny-
lyl)-1,3,4-oxadiazole

Other additives: antioxidant, acid scavenger, oxygen
scavenger, extreme pressure agent
Evaluation Results

The results in Table 1 show that any of Examples 1 to 10,
cach typilying a system in which a lubricating o1l compo-
sition blended with an additive 1n a form of a coumarin
compound 1s mixed with a refrigerant, did not experience an
substantial increase 1n acid value, and thus the thermal/
chemical stability thereof proves to be high.

On the other hands, the results in Table 2 show that
Comparatives 1 to 5, in which additives structurally different
from the additives used in Examples were blended, each
experienced an increase 1n acid value, and thus the thermal/
chemical stability thereof proves to be msuihlicient.

It 1s understood from the above results that even when the
present lubricating o1l composition for refrigerating
machines blended with the predetermined additive 1s used in

The invention claimed 1s:

1. A refrigerant composition, comprising:

(a) a lubricating o1l composition comprising
(al) a base oil; and
(a2) an additive comprising a coumarin compound; and

(b) a refrigerant,

wherein:

the coumarin compound 1s selected from the group con-
sisting of 10-0x0-2,3,5,6-tetrahydro-4H,10H-11-0xa-
3a-aza-1H-benzo[de]anthracene-9-carboxylic acid
cthyl, and 7-diethylamino-4-methylcoumarin; and

a content of the coumarin compound ranges from 0.001
mass % to mass %, based on the total amount of the
lubricating o1l composition (a).

2. The refnigerant composition of claim 1, wherein:

the lubricating o1l composition 1s adapted to function as a
lubricating o1l for a refrigerating machine; and

the refrigerant comprises at least one of a saturated
hydrofluorocarbon compound (saturated HFC), carbon
dioxide (CO,), a hydrocarbon (HC) having 5 or less
carbon atoms, ammoma, and a fluorine-containing
organic compound represented by formula (A):
C,O.F R

PO R, (A);
R represents Cl, Br, I or hydrogen;

p 1s an integer of 1 to 6;

q 1s an mteger of 0 to 2;

r 1s an integer of 1 to 14; and

s 1s an 1nteger of 0 to 13,

10

15

20

25

30

35

40

45

50

55

60

65

14

with a proviso that when g 1s 0, p 1s an 1teger of 2 to 6 and
one or more unsaturated carbon-carbon bonds are contained
in a molecule of the fluorine-containing organic compound.

3. The refrigerant composition of claim 2, wherein the
refrigerant 1s a saturated HFC having 1 to 3 carbon atoms or
an unsaturated HFC having 3 carbon atoms and having a
carbon-carbon double bond.

4. The refrigerant composition of claim 1 ,wherein:

the base o1l comprises at least one compound selected
from the group consisting of an alkylbenzene, an alky-
lnaphthalene, a poly-alpha-olefin, a polyvinylether, a
polyalkylene glycol, a polycarbonate, a polyol ester and
an ether compound represented by formula (1):

Ra—[(ORb)#-(B)—(ORc)k/x-Rd (1);

Ra and Rd each represent a hydrogen atom, an alkyl group
having 1 to 10 carbon atoms, an acyl group having 2 to
10 carbon atoms, or a hydrocarbon group having 2 to
6 bonds and having 1 to 10 carbon atoms;

Rb and Rc each represent an alkylene group having 2 to
4 carbon atoms;

n and k each are an integer of 0 to 20;

X 1s an integer of 1 to 6;

(B) represents a polymer portion having 3 or more mono-
mer units represented by formula (2):

(2)

R* RS
R* O (R70),RS;

R* R> and R° each represent a hydrogen atom or a
hydrocarbon group having 1 to 8 carbon atoms and are
mutually the same or different;

R’ represents a divalent hydrocarbon group having 1 to 10
carbon atoms or a divalent ether-bonded oxygen-con-
taining hydrocarbon group having 2 to 20 carbon
atoms:;

R® represents a hydrogen atom or a hydrocarbon group
having 1 to 20 carbon atoms; m 1s a number with an
average of 0 to 10 and plural m are mutually the same
or different 1n each unait;

R* to R® are mutually the same or different in each unit;

plural R’O are mutually the same or different; and

m the formula (2) 1s an mteger of 1 or more when k and

n 1n the formula (1) are both 0.

5. The refrigerant composition of claim 1, wherein the
base o1l (al) has a kinematic viscosity at 100 degrees C
ranging from 1 mm</s to 50 mm=/s.

6. The refrigerant composition of claim 1, wherein the
lubricating o1l composition (a) comprises at least another
additive selected from the group consisting of an extreme
pressure agent, an oiliness agent, an antioxidant, an acid
scavenger, a metal deactivator and an antifoaming agent.

7. The refrigerant composition of claim 1, wherein the
lubricating o1l composition i1s adapted to function as a
lubricating o1l for refrigerating equipment selected from the
group consisting of an open-type automobile air-conditioner,
an electric automobile air-conditioner, a gas heat pump,
other air-conditioning equipment, a refrigerating machine, a
vending machine, a showcase, a water-heating system and a
refrigerating/heating system.
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8. The reirigerant composition of claim 1, wherein the
refrigerant comprises an unsaturated fluorocarbon com-
pound.

9. The refrnigerant composition of claim 1, wherein the
refrigerant comprises a propene substituted with 1 to 5
fluorine atoms.

10. The refrigerant composition of claim 1, wherein the
refrigerant comprises a combination of a saturated hydro-
fluorocarbon refrigerant having 1 or 2 carbon atoms and an
unsaturated hydrofluorocarbon refrigerant having 3 carbon
atoms.

11. The refngerant composition of claim 1, wherein the
base o1l comprises at least one compound selected from the
group consisting of a polyvinylether, a polyalkylene glycol,
a polyol ester and an ether compound represented by for-
mula (1):

Ra—[(ORb)»n-(B)—(ORc)k/x-Rd

(1);

Ra and Rd each represent a hydrogen atom, an alkyl group
having 1 to 10 carbon atoms, an acyl group having 2 to
10 carbon atoms, or a hydrocarbon group having 2 to
6 bonds and having 1 to 10 carbon atoms;

Rb and Rc each represent an alkylene group having 2 to
4 carbon atoms;

n and k each are an integer of 0 to 20;

X 1s an integer of 1 to 6;

(B) represents a polymer portion having 3 or more mono-
mer units represented by formula (2):

(2)

R* R
5
R0 ri0),R8

R* R’ and R°® each represent a hydrogen atom or a
hydrocarbon group having 1 to 8 carbon atoms and are
mutually the same or different;
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R represents a divalent hydrocarbon group having 1 to 10

carbon atoms or a divalent ether-bonded oxygen-con-
tamning hydrocarbon group having 2 to 20 carbon
atoms;

R® represents a hydrogen atom or a hydrocarbon group
having 1 to 20 carbon atoms; m 1s a number with an
average ol 0 to 10 and plural m are mutually the same
or different 1in each unit;

R* to R® are mutually the same or different in each unit;

plural R’O are mutually the same or different; and

m 1n the formula (2) 1s an integer of 1 or more when k and
n 1n the formula (1) are both 0.

12. The refrigerant composition of claim 1, wherein the
base o1l comprises at least one compound selected from the
group consisting of a polyvinylether, a polyvinylether-poly-
alkyleneglycol copolymer and a polyolester.

13. The refrigerant composition of claim 1, wherein the
base o1l comprises at least one compound selected from the
group consisting of a polyoxypropylene glycol dimethyl
cther, a polyoxypropylene glycol monomethyl ether, a poly
(oxyethylene) (oxypropylene)glycol dimethyl ether, a poly
(oxyethylene)(oxypropylene) glycol monomethyl ether, a
polyoxypropylene glycol monobutyl ether and a polyoxy-
propylene glycol diacetate.

14. The refrigerant composition of claim 1, wherein the
refrigerant comprises 2,3,3,3-tetrafluoropropene.

15. The refrigerant composition of claim 1, wherein the
coumarin compound 1s 10-0x0-2,3,35,6-tetrahydro-4H,10H-
11-oxa-3a-aza-1H-benzo[de]anthracene-9-carboxylic acid
cthyl.

16. The refrigerant composition of claim 1, wherein the
coumarin compound 1s 7-diethylamino-4-methylcoumarin.
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